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1571 ' ABSTRACT

An aqueous base lubricant composition particularly
useful as a post pickle and rolling fluid for steel com-
prising an aqueous dispersion of (1) a water miscible
fluid which is the condensation product of from 1.5 to
2 moles of a dialkanol amine which is either diethanol-
amine or diisopmpanolarnine and one mole of a
monocarboxylic acid containing 10-20 carbon atoms,
or glyceride thereof, and (2) an agent for reducing the
viscosity of the aqueous composition which is either
(a) an alkyl aryl sulfonate, (b) a monoalkyl ether of a
lower alkylene glycol, (c) a lower glycol, or (d) a
monoalkyl ether of a polyoxyalkylene glycol. The lu-
bricant compositions may contain extreme pressure or
antifriction additives as well as materials which en-
hance the rust and corrosion protection prowded by
said composxtlons |

5 Claims, No Drawings



3,965,712

" AQUEOUS BASE POST PICKLING AND COLD

ROLLING FLUID
Thls application is a division of our copending appli-

~ cation Ser. No. 569,662, filed 1 Apr. 21, 1975, now pa- 5

tent 3,.933.661.
PRIOR PROCEDURES

" In the productlon of cold rolled steel hot mgots of

steel are first rolled to produce a four to six inch thick !¢

slab, and thereafter the slab is reduced in thickness to
produce a strip having a thickness of 0.075 to 0.250
inch. After the hot rolled strip is formed, it is intro-
duced to a pickling bath containing sulfuric or hydro-
~chloric acid to remove scale formed by oxidation dur-
g the hot rolling process.

After removal from the plckiling bath the steel sheet

2
These and other objects of this invention will become
apparent from the following detailed description of the .
invention and appended claims.

DESCRIPTION OF THE INVENTION

According to this mvention there 1s provided a novel
aqueous base post pickling fluid and cold rolling lubri-

~cant containing in addition to water, two essential con-
. stituents "in ‘given proportlons namely, (1) a water

15

1s rinsed with wster to remove the acid, air dried and

coiled. In the prior procedures, a post pickling fluid has
been applied to the surfaces of the sheet prior to coiling
for the purpose of minimizing scratching during coiling
and to lubricate the surfaces of the sheet in subsequent
cold rolling operations.

The post pickling fluids used heretofore generally
have been compounded oils which provide the sheet
- with a coating of oil. Such fluids generally have com-

-prised mineral or fatty oil, rust inhibitors such as petro-
leum sulfonates, lubricating additives such as alkyl acid
phosphates, and emulsifiers or dispersants.

These pickling fluids have suffered from a number of
disadvantages. A particular problem has been one of
disposal of the spent fluids for, by their inherent oily
nature, such fluids have the potential for polluting riv-
ers and streams. Such fluids are also known to drip
from the coiled pickled strip, with the result that the
work area is rendered dirty and unsafe by reason of oily
deposits A further problem is that of “mill refusal™ or
“gagging’.
fluid interferes with the mill rolls getting a ““bite” on the
strip to cause the strip to advance through the rolls

during cold rolling. In order to overcome this particular
- problem kerosene has been added to the fluid to reduce

lubricity. However, kerosene represents a distinct fire
hazard 1n the cold rolling operation.

OBJECTS OF THE INVENTION

It 1s an object of this invention to provide an aqueous
base post pickling fluid and lubricant for the cold roll-
ing of steel, which composition is substantially non-
staining and noncorrosive to steel.

A particular object of this invention is an aqueous
base post pickling fluid and rolling lubricant which
substantially overcomes the above-described pollution
and fire hazards presented by the oily compositions
heretofore used 1n post pickling and cold rollmg opera-
tions. | |

A still further object is to provide an aqueous base
post pickling fluid which has a substantially reduced
tendency to drip from the coiled pickled steel strip,
thereby simplifying the maintaining of clean, safe work
areas. | |

Still another object of this mventlon is the provision
of an aqueous base rolling fluid which improves the
surface life of the work rolls, provides for a clean roll-
ing operation, and makes possible the production of
clean steel strip which does not exhibit the defect com-
‘monly referred to as “carbon edge”’. |

-More specifically, the oily nature of the.
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miscible fluid which is the condensation product of an

aliphatic monocarboxylic acid containing 10-20 car-

“bon atoms, or a glyceride thereof, and a dialkanol

amine selected from the group consisting of diethanol-
amine and diisopropanolamine, the mole ratio of dialk-
anol amine to carboxylic acid being from about 1.5 to
2 to one, and an agent for reducing the viscosity of the
aqueous base fluid which is either (a) an alkyl aryl
sulfonate, (b) a mono alkyl ether of a lower alkylene
glycol, (¢) a lower glycol, or (d) a mono alkyl ether of
a polyoxyalkylene glycol, and mixtures of such agents.
The aqueous base fluids may contain extreme pressure

or anti-friction additives, as well as materials which

enhance the rust and corrosion protection provided by
such fluids.

The two essential constltuents ldentlﬁed above can
be combined to form a concentrate comprising about

- 50 to 92% acidamine condensate, and about 8-50% of

30

the viscosity reducing agent. Preferably the concen-

trate comprises 50-80% of the condensate and 20-50%
of viscosity reducing agent. The concentrate can then

~ be added to water. In the case of a post pickling fluid,
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tially “oil free”

the concentrate may comprise about 15-50% by
weight, based on the total weight of the aqueous fluid.

In preparing a cold rolling fluid according to this
invention, the concentrate may be combined with
water so that the resulting aqueous base composition
comprises about 0.5 to 2% by weight of the total com-
position, of the concentrate. .
- The aqueous base fluids of this invention are substan-
In that they do not contain any oily
component, e.g. petroleum oll, fatty oil, etc. Thus, the
novel fluid, after use, presents a much reduced pollu-

~ tion problem as compared to the prior oily fluids used

for the same purpose.

In addition, when applied to sheet steel immediately
following the pickling operation, at which time the steel
1S at a temperature of about 160° — 220°F., the water
evaporates leaving the surfaces of the sheet coated with
an adherent film which provides both corrosion resis-
tance and lubricity to prevent scratching during coiling
and uncoiling. The tilm also provides lubricity during
the 1nitial stages of cold reduction. inasmuch as the film
is adherent to the steel strip, it does not drip therefrom,

an important factor in maintaining a clean safe work
area.

The aqueous base fluids of this invention provide the
sheet with a bright clean finish and there is an absence
of a carbon edge.

As previously stated, the water-miscible fluid is a
condensation product of an aliphatic monocarboxylic

- acid, or glyceride, and a dialkanol amine, in the propor-
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tions of substantially from 1.5 to 2.7 moles of the amine
to one of the carboxylic acid. The monocarboxylic

acids preferably are fatty acids having from 10 to 20 .

carbon atoms and glycerides of such acids. Examples of
such fatty acids are stearic acid, palmitic acid, oleic
acid, linoleic acid, lauric acid, myristic acid, coconut
o1l fatty acids, ricinoleic acid and the like, as well as the
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glycerides of such acids. Preferred carboxylic acids
include refined tall oil fatty acids (predominantly. a
mixture of oleic and linoleic acids), and the glycerides
commonly known as tallows and lard oils.

The aforementioned monocarboxylic acids are re-
acted with a dialkanol amine. Examples of such dialk-

anol amines are duethanol-, and diisopropanol-amine.

The condensates are prepared by reacting not sub-
stantially less than about 1.5 and preferably about 2
moles of the dialkanol amine with one mole of mono-
carboxylic acid. The condensation reaction takes place
at temperatures above about 100°C. but below the
temperature of decomposition of the resulting matenal.
Where the monocarboxylic acid reactant is in the form
of a glyceride, the aforesaid mole ratio of amine to acid
refers to moles of acid in any such glyceride..

A particularly preferred condensate fluid for use 1n
the products of the present invention comprises the
condensation product of about 1.8 moles of diethanol
amine and one mole (based on carboxylic acid con-
tent) of yellow grease (approximately 85% glyceride of
a mixture of stearic, palmitic and oleic acids). Another
preferred water-miscible condensate is the reaction
product of diethanol amine and tall o1l fatty acids in the
abovespecified molar ratios of amine to fatty acid.
Condensates of the type used in the lubricant composi-
tions of the present invention and procedures for pre-
paring them are described in detail in U.S. Pat. No.
2,089,212. |

In the post pickle fluids and cold rolling lubricants of
this invention it is believed that the above-described
condensates, which should be liquid at ambient tem-
peratures, function to provide the fluids with the neces-
sary lubricity. In addition, to some degree they act as
rust inhibitors for steel sheet.

Although the above-described condensates are misci-
ble with water, it was found that when aqueous compo-
sitions containing such condensates are applied to the

" hot steel during the post pickling operation, the aque-

ous compositions undergo a substantial increase In
viscosity with reduction in water content due to evapo-
ration. Such increase in viscosity interferes with the
~ uniform distribution of the condensate on the steel
surface. steel The result is that upon evaporation of
substantially all water there remains on the surface of
the steel sheet islands of condensate separated by un-
coated, and thus unprotected, areas. It was discovered
that by including in the aqueous base lubricant compo-
sitions of this invention one or more viscosity reducing
agents in specified amounts, the aforementioned prob-
lem of uneven and incomplete distribution of the con-

densate on the surface of the steel sheet can be over- .

come.

As indicated above, the viscosity reducing agents are
of four chemical types, namely (a) alkyl aryl sulfonates,
(b) mono alkyl ethers of lower alkylene glycols, (c¢)
lower glycols, and (d) mono alkyl ethers of certain
polyoxyalkylene glycols, as well as mixtures of such
agents.

The alkyl arylene sulfonates, which are commonly
referred to as “mahogany sulfonates’ because of their
characteristic color, are o1l soluble and, when denved
by sulfonation of a heavy petroleum distillate typically
contain a single aromatic ring with a long aliphatic
chain. Thus, such sulfonates can be represented by the
general formula

RSO, X

4

~in which R is an alkyl arylene (generally phenylene)

10
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containing from 20 to 30 carbon atoms, and X 1s so-
dium, potassium, ammonium Or a primary, secondary
or tertiary amine. The average molecular weight of
such sulfonates produced from petroleum firactions

~ ordinarily will be on the order of about 450-500. Meth-

ods for preparation of such sulfonates are well known. -
See Kirk-Othmer Encyclopedia of Chemical Technology,

2d., Volume 19, pages 296-297 (1969).

A preferred sulfonate is a sodium alkyl phenylene
sulfonate having an average molecular weight of about

455-480 derived from petroleum.
In the aqueous base fluids of this invention the sulfo-

nate provides the steel with some rust protection. In
addition, the sulfonate provides some degree of lubric-

“ity, acts as a bodying agent for the composition and
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assists in solubilizing the non-aqueous constituents in
the major constituent, water.

A second class of viscosity reducing agents 1s the
mono alkyl ethers of lower alkylene glycols having the
formula

R'O(CH,CHO),OH

rt

in which R’ is an alkyl group containing from 1 to 4
carbon atoms, R’’ is hydrogen or methyl, and y 1s an
integer from 1 to 3. Typical of such ethers are the mono
ethyl ether of ethylene glycol, and the mono butyl ether

- of propylene (R’ is CH;) glycol, the latter being a
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preferred ether-type viscosity reducing agent.

The third class of viscosity reducing agents are the
lower glycols selected from the group consisting of
dipropylene glycol, tripropylene glycol, 1,3-pentane
diol, 2-ethyl-1,3-hexane diol, and hexylene glycol (2-
methyl-2,4-pentane diol).

The fourth category of viscosity reducing agents are
the mono alkyl ethers of polyoxyalkylene glycols.
These compounds, which contain both oxyethylene
and oxy 1,2-propylene groups are also referred to as
monohydroxy oxy ethylene oxy 1,2-propylene aliphatic
monoethers in which the ethylene oxide and 1,2-propy-

5 lene oxide are combined therein as oxyethylene and
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oxy l,2-propylene groups. Ordinarily, in such com-
pounds the oxyethylene and oxy 1,2-propylene are
combined in a ratio which is at least one-third part of
1,2-propylene oxide for each part of ethylene oxide.
Such compounds generally will have an average molec-
ular weight of at least 500, of which at least 300 1s
attributable to the oxyethylene and oxy 1,2-propylene
groups. -

These ethers and processes for their production
which involve reacting together an alcohol, e.g. buta-
nol, ethylene oxide and 1,2-propylene oxide, are de-
scribed in U.S. Pat. No. 2,425,755. The resulting prod-
uct is a mixture of ethers, which mixture has certain
physical properties and an average molecular weight. A
preferred viscosity reducing agent of this type is a mix-
ture of butyl monethers having an average molecular
weight of about 850. In such ethers preferably there 1s
a 1:1 ratio of 1,2-propylene oxide to ethylene oxide
groups.

Although the desired viscosity reduction of the aque-
ous base lubricant compositions of this invention can
be accomplished by the use of a compound selected
from any one of the four above-described classes of
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compounds, various mixtures of compounds from dif-

ferent classes can also be used. A preferred combina-

tion of viscosity reducing agents is gwen in Example 3,
below.

The compesitions of this invention may also contain
other additives such as agents which improve lubricity

and fluidity, as well as others which enhance the corro-

sion resistance provided by such compositions.
"Examples of agents for enhancing lubricity are alkyl
acid phosphates of the general formula:

b
-
oy

| I—O—I—O—"

Rl!l‘

O

in which R’’’ is an alky! group containing from 10 to 12
carbon atoms. A preferred phosphate of this type is
lauryl acid phosphate.

In the lubricating compositions of this invention it is

desirable that the acid phosphates be neutralized.
Where an excess of amine is used in preparing the
acid-amine condensates, such amine is available to
effect such neutralization. However, neutralization can
also be accomplished by adding various amines, such as
diethanol amine, disopropanol amine, and triethanol
amine. |

An additive which can be included to enhancethe
corrosion resistance provided by the novel lubricants 1s
a petroleum oxidate. |

These additional, and optional additives may com-
prise up to about 12% by weight, of the concentrates
or non-aqueous portion of the lubrlcants of- thlS Inven-
tion.
. The concentrates can be prepared merely by mixing
together at ambient temperatures the several constitu-

~ents, -all"of which are liquids at such temperature. The
- aqueous base lubricants can then be prepared from the

concentrates merely by combining them with an appro-

priate quantity of water, i.e. about 15-50% for post

pickle fluids, and about 0.5 — 2% for rolling lubricants.
* The following specific examples are merely represen-
tative of preferred embodiments of the invention and

" are by no means exhaustive. Rather, they are merely

~-such as to teach those skilled in the art the manner in
“which the invention may be practiced.

Concentrates having the following formulations were -

prepared by combining the several constituents.

~ Example 1 .
Constituent Weight Per Cent
* Sodium eetrol_eum sulfonate* 23.0
- Fatty Acid-amine condensate** 69.5
~Mixture of decyl and lauryl .
~acid phosphates 1.5

— H._,_——_.—.—————u_—m—n——ﬂﬂl——-! o LM

*qodlurn alkyl phenylenc sulfonate, average M.W. 455—480

~ *sodium alkyl phenylenc sulfonate, average M.W. 455-480

6

Example 2-contmued

nlinlinlenliy il

WEIght Per Cent
1.3

Constituent

Triethanol amine

Pa——— el

**condcnsation product of 1.8 moles of dicthanolamine and one mole of yellow

. greasc

10

k3
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Example 3

Constituent Weight Per Cent

Sodium petroleum sulfonate* 10

Fatty acid-amine condensate** 53
Butyl carbitol 15
Mono butyl ether of polyoxyalkylene

glycol*** - 15
Laury! amd phﬂSthtE 7

*sedlum all_u_:yl phenylenc sulfonate, average M.W. 455-480

**condéensation product of dicthanolamine and yellow grease, in the proportion of
1.8 moles of amine for each molc of fatty acids in the grease -

***mixturc of monohydroxy oxyethylene oxy 1,2-propylene butyl monocthers, ave.

M.W. 850, I:1 ratio oxyethylenc to oxy 1,2-propylene groups
‘Example 4

‘The concentrates of Examples 1, 2 and 3 were di-
luted with water to provide several post pickling fluids
containing 25%, 30% and 35% of concentrate. The
several post pickling fluids were separately charged
into the recirculating pickler upcoiler lubrication sys-
tem of a sheet steel mill. Each fluid was flowed onto the
freshly pickled surfaces of carbon sheet steel prior to a
set of pinch rolls designed to level the fluid as well as
advance the strip of steel into a loosely formed coil.

- Excess fluid was squeezed off the sides of the strip

35

40

45

during passage through the pinch rolls.
- The steel sheets or strips to which the post pickling
fluids were applied had different thicknesses and
widths. The width of some strips was only 20 iches
whereas that of others was as much- as 48 inch. Simi-
larly, some sheets were relatively thin, e.g. 0.08 inch
whereas others were as thick as 0.25 mch The temper-
ature of the steel strips at the time of application of the
post pickling fluids was in the range of 140°-180°F.
The post pickling fluids of the Examples 1, 2 and 3
protected the freshly pickled sheets from rusting and
from scratching and coil digs during coiling at the exit
side of the pickle line in the upcoiler and during uncoil-

- ing in the coil box immediately prior to subsequent cold

50

55

**condcensation product of dicthanolamine and yellow grease, in'the prnpnrtmm of 60

|.8 mols of amine per mole of fatty acids in the grease

Example 2
Constituent Weight Per Cent
Sodium petroleum sulfonate* 21.4
Fatty acid-amine condensate™¥ - 64.1
Mixture of decyl and lauryl
phosphates 7.2

65

reduction. The post pickling fluids also serve as a lubri-
cant at the No. 1 stand of the cold reduction mills
where the stand merely uses a water wash.

Example 5

The concentrates of Examples, 1, 2 and 3 were di-
luted with water to provide aqueous base lubricants
containing about 2% concentrate. Each such lubricant

composition was treated for its lubricating properties in

‘the.cold rolling of steel using the following procedure.

- A divided tank coolant reservoir having a capacity of
16,000 gallons, was charged with approximately

14,000 gallons of water. Twelve 55-gallon drums of a

mixture consisting of 30 parts of the concentrate of

'Example | and 70 parts water were charged into this
-system. The resulting solution was recirculated over a

standard design 3-stand, 4-high cold reduction mill.
The recirculation was done with the use of transfer

pumps which were an integral part of the reservoir

system. Hot rolled steel which had previously been
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pickled and oilled were subsequently cold reduced
~using the solution mentioned above. The nature of the -
coating of the pickled sheet was either a standard pe-
troleum oil/fatty oil blend or a mixture consisting of 30
parts of the concentrate of Example 1 and 70 parts >

- water.

The coils of steel referred to in Example 4, above,
were cold rolled. Of the large number of coils that were
- rolled; only two coils were rejected beeause ef carbon

edge. | |

Similar rolling tests were condueted in the same man-
ner using concentrates of Examples 2 and 3 in place of
that of Example 1. Results were the same.. B

It was determined that the aqueous lubricants of thls
invention effectively cool work roll surfaces, provide
lubrication during the rolling (reduction) process, im-
prove surface life of work rolls, aid in maintaining the
shape of strip (sheet rolled) and cleanliness of rolling
operation, and provide a strip of sufficient cleanliness

15

carbon edge, just prevalent after cold reduced sheet
has been annealed, 1s eliminated.
What is claimed is: .
1. A process for producmg steel sheet which com-
Drises
‘A. applying to hot freshly pickled steel sheet an
aqueous base post pickling fluid comprising
. from about 85% to about 50%, by weight of
water and from about 15% to about 50% of a 30

- concentrate comprising
~ a. from about 50% to about 92%, by weight, of a

water miscible fluid which is the condensation
product of an aliphatic monocarboxylic acid

containing from 10 to 20 carbon atoms, or
glyceride thereof, and a dialkanolamine se-
lected from the group consisting of diethanol-

~amine and diisopropanolamine, the mole ratio

- of dialkanolamine to carboxylic acid being not.
less than about 1.5 to 1

b. from about 8% to about 50% of an agent for
reducing the viscosity of aqueous base lubri-
cant compositions containing said concentrate,
said viscosity reducing agent being selected
from the group consisting of |

1. a sulfonate of the general formula
RSO,X

in which R is an alkyl arylene group containing from 20
to 30 carbon atoms and X is Na, K, NH, or an amino

group

40

45
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11. a MONo alkyl ether of a lower alkylene glycol
of the formula

R'O(CH.,CHO),OH
( 2 }H‘ SS

" in which R’ is an alkyl group containing from 1.to 4
carbon atoms, R"' is H or CHjy, and y is an integer of

from | to 3 60
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. at the exit side of the mill such that the defect known as -
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iii. a glycol selected from the group consisting
of dipropylene. glycol, tripropylene glycol,
1,5-pentane diol, 2-ethyl-1,3-hexane diol,

- and hexylene glycol,

iv. a monohydroxy exyethylene oxy 1,2-propy-
lene aliphatic monoether in which.the ethyl-

“ene oxide and 1,2-propylene oxide are com-
bined therein as oxyethylene and oxy 1,2-
propylene groups, said monoether having an

- . average molecular weight of at least 300, and
mixtures of said viscosity reducing agents,
and

' B. subsequently subjecting said steel sheet to cold
~ rolling in the presence of an aqueous base rolling -
lubricant comprising
1. from about 99. 5% to about 98%, by weight, of
~ water and -

- 2. from about 0.5% to about 2% ef said concen-
trate.

2. The process according to claim 1 in which said
concentrate comprises (a) from about 50% to about

80% of said water miscible condensation product and

(b) from about 20% to about SO% of sald VlSCOSlty |

reducing agent. - : |
3. The process according to claim 1 in which said
concentrate contains up to about 12% of a lubricity

enhancing agent comprising a neutralized alkyl acid

. phosphate of the general formula

Rl‘ll‘

R""'—O |L0
bu
in which R’ 1s an alkyl group containing from 10 to 12

carbon atoms. |
4. The process according to claim 1 i which said

~ concentrate comprises (a) about 53% of a water misci-

ble fluid which is the condensation product of yellow
grease and diethanolamine, the mole ratio of said
amine to carboxylic acid of said grease being about 1.8
to 1, (b) as a viscosity reducing agent, the combination
of about 10% of a sodium petroleum sulfonate having a
molecular weight of about 455 to about 480, 15% of
butyl carbitol and 15% of a mixture of monohydroxy
oxyethylene oxy 1,2-propylene butyl monoethers hav-
ing an average molecular weight of about 850 in which
ethylene oxide and 1,2-propylene oxide are combined
therein as oxyethylene and oxy 1,2-propylene groups in
the ratio of one part of ethylene oxide for each part of
1,2-propylene oxide, and (c) about 6% lauryl acid
phosphate, said percentages being by weight based on
the total weight of said concentrate.

5. The process accordmg to claim 4 in which said
post pickling fluid comprises (a) about 70% water and

(b) .about 30% of said concentrate, and said rolling

lubricant comprises (a) about 98.5% water and (b)

about 1.5% of said concentrate.
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